: Proposed mechanism of the conversion of Moco (1) to Form B (11). Differing from the formation of Form A (5), which is proposed to start with the iodination of the sulfur atoms ( Fig. 3B ), hydrolysis of the thiomolybdate unit to thione 6 could be the fastest step in the absence of iodine. Elimination of the Mo(VI) moiety could afford the ,-unsaturated thioketone 7, which would undergo N,O-acetal opening to intermediate 8. The nucleophilic thione sulfur would attack at the generated iminium ion 8 and thereby replace the oxygen. Deprotonation of the allylic cation 9 would lead to compound 10 that subsequently would undergo air oxidation to Form B (11).
